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Description 

The present invention relates to a method for producing a double metal oxide represented by the formula: XMO3. 
Hitherto, powder of a ABO3 type metal oxide such as barium titanate, lead titanate zirconate. lithium tantalate, and 

5 so on is used as a material of a ceramic capacitor or a frequency filter by virtue of its dielectric property and piezoelectric 
property. In general, such metal oxide pow^der is produced in the form of a dielectric powder having a particle size of 0.5 
to 5 ^m by a solid phase reaction comprising calcining powder of a metal oxide, a carbonate, and so on at a high 
temperature, or a co-precipitation method comprising a reaction in an aqueous solution of raw materials. In the produc- 
tion, properties of the metal oxide powder used as a raw material have great influence on the production process, and 

10 function and physical properties of the produced ceramic. Therefore, it is strongly desired to provide a method for pro- 
ducing a metal oxide powder having a powder property which is precisely controlled according to the intended final use. 

When the metal oxide powder is used in a dispersed state as in a piezoelectric composite, a filler, a pigment, and 
the like, properties of each particle are reflected directly on the properties of the product. Therefore, the control of the 
powder property is more inrportant. 

15 According to kinds of the metal oxides and final applications of the metal oxides, properties required for the metal 
oxide powder vary widely. Commonly required properties are a uniform particle size of metal oxide particles, that is, a 
narrow distribution of particle size, and weak bonding among primary particles, that is, less agglomeration and good 
dispersibility. 

Hitherto, as a method for producing a metal oxide powder comprising two or more metal elements, there is known 
20 a method comprising calcining a mixed powder of metal oxides having a composition corresponding to a chemical com- 
position of a product in an air or an inert gas. But, by this method, it is difficult to produce a single phase of a metat oxide 
which is a compound of two or more metal elements and oxygen. To obtain a single phase product, the raw materials 
should be calcined at a high temperature, or calcination and grinding should be repeated several times. 

In addition, there is known a method for producing metal oxide powder connprising two or more metal elements by 
25 the liquid phase method such as a precipitation method, a co-precipitation method, a hydrolysis method, etc. The liquid 
phase method comprises preparing a precursor powder of a metal oxide such as a hydroxide from a solution of metal 
salts in water or an organic solvent, and calcining the precursor powder in the air or the inert gas to obtain a metal oxide 
powder comprising two or more metal elements (see W. S. Gallagher et al.. J. Res. Nat. Bur. of Stand.. 56. 289 (1956)). 
All the above methods require the calcination step in an oxygen-containing atmosphere, a nitrogen atmosphere, an 
30 inert gas atmosphere or a hydrogen-containing atmosphere. The metal oxide powder produced under such conditions 
has strong bonding of primary particles, and firmly agglomerated. Then, grinding of the powder is essential after the 
calcination step. But, since it is difficult to break the bonding of the primary particles by the grinding, the obtained powder 
has a broad distribution of the particle size. Further, contamination from a grinding medium is unavoidable. 

It is generally known to calcine the mixed powder of the metal oxides in the presence of a flux component. Since 
35 the flux component interlocks after the calcination in this method, grinding of the calcined powder ard removal of the 
flux component are necessary, and the flux component may remain in the produced metal oxide. 

It is also known to produce a metal oxide powder comprising two or more metals by a hydrothermal synthesis 
method. This method requires a high temperature and high pressure, and cannot produce the metat oxide powder at 
an industrially advantageous rate (see K. Abe et al.. Ceramic Powder Science IV, American Ceramic Soc. 15-25 (1 991)). 
40 Furthermore, as a method for producing a metal oxide powder, there is known a gas phase reaction method which 
produces a metal oxide fine powder having a narrow distribution of particle size and containing less agglomerates through 
a chemical reaction of vaporized metals or metal compound in a vapor phase. But, in the gas phase reaction method, 
production steps of particles are complicated and difficult to control, and parameters of an apparatus have large influence 
on the reaction. In addition, the raw materials and the apparatus are expensive. Then, the gas phase reaction method 
45 is not necessarily an effective method in the industry. The gas phase reaction method produces only a single metal 
oxide, and has not been applied to the production of a double metal oxide. 

An object of the present invention is to provide a method for producing a double metal oxide having a narrow dis- 
tribution of particle size, and containing less agglomerates. 

According to the present invention, there is provided a method for producing a double metal oxide of the general 
50 formula: 

XMO3 

wherein X is at least one metal element selected from 
55 Li. Na, K. Pb, Ba, Mg. Ca. Sr. La. Y and Bi. and M is at least one metal element selected from Al. 

Mn, Ti. Zr, Sn, f^g, Zn. Fe. Co, Ni, Nb, Ta and W, 

comprising calcining a mixture of a simple oxide of metal X and a simple oxide of metal M; amorphous double metal 
oxide particles comprising X and M or their mixture: or metal oxide precursors which are converted to said simple metal 
oxides or said double metal oxide, in the presence of iodine or hydrogen iodide. 
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Fig. 1 is an X-ray diffraction pattern of the double metal oxide powder produced in Example 1 . 
Fig. 2 is a scanning microscopic photograph of the double metal oxide powder produced in Example 1 (magnification 
of 30.000). 

Fig. 3 is an X-ray diffraction pattern of the double metal oxide powder produced in Example 3. 
5 Fig. 4 is a scanning microscopic photograph of the double metal oxide powder produced in Comparative Example 

1 (magnification of 30,000). 

Fig. 5 is a scanning microscopic photograph of the double metal oxide powder produced in Example 5 (magnification 
of 25,000). 

The present invention will be explained in detail. 
10 The double metal oxide to be produced by the method of the present invention is a compound comprising at least 
two metal elements and oxygen atoms, which is represented by the general formula: 

XMO3 

15 wherein X and M are the same as defined above. 

Specific examples of such oxide are perovskite metal oxides. 

X or fVI may comprise plural metal elements. To satisfy an electrically neutral condition, a total charge of the metal 
elements is 6. A charge of each of X and M is an integer of 1 to 5. The total charge is a sum of products of the valency 
of the metal and a molar fraction for all the metal elements. 
20 For example. In the case of PbTiOa, the total charge is calculated by the following formula: 

Charge of Pb (2) x Molar fraction of Pb + Charge of Ti (4) x Molar fraction of Ti = 

2x1+4x1=6. 



25 



30 



In the case of Ba(Mgi/3Ta2/3)03, the total charge Is calculated by the following formula: 

Charge of Ba (2) x Molar fraction of Ba + Charge of Mg (2) x 
Molar fraction of Mg + Charge of Ta x Molar fraction of Ta = 
2x1+2x1/3 + 5x2/3 = 6. 



Examples of the double metal oxide of the formula XMO3 are alunninate salts, titanate salts, zirconate salts, niobate 
salts, tantalate salts, tungstate salts, stannate salts, and so on. Specific examples are as follows: 
LiNbOs. UTaOs, LIWO3. NaNbOs. NaTaOs, NaW03. KNbOs. KTaOs, KWO3, PbTi03, PbZrOs. PbSn03, 
Pb(Mgi/3Nb2/3)03. Pb(Mgi/3Ta2/3)03. Pb(Mgi/3W2/3)03. Pb(Zni/3Nb2/3)03. Pb(Zni/3Ta2/3)03. Pb(Zni/3W2y3)03. 
35 Pb(Fei/3Nb2/3)03. Pb(Fei/3Ta2/3)03. Pb(Fei/3W2/3)03. Pb{Nii;3Nb2/3)03. Pb(Nii;3Ta2/3)03. Pb(Niiy3W2/3)03, 
Pb(Coi/3Nb2/3)03. Pb(Coi/3Ta2/3)03. Pb(Coi/3W2/3)03, MgTiOs. MgZr03. MgSn03. 

Mg(Mgi/3Nb2/3)03, Mg(Mgi/3Ta2/3)03, Mg(Mgiy3W2/3)03, Mg(Zn^/3Nb2y3)03. Mg(Zni/3Ta2y3)03, Mg(Zni/3W2/3)03. 
Mg(Fei/3Nb2y3)03, Mg(Fev3Ta2/3)03, Mg(Fei/3W2/3)03, Mg(Niv3Nb2/3)03. Mg(Nii/3Ta2/3)03, Mg(Niiy3W2/3)03. 
Mg(Coi/3Nb2y3)03. Mg(COi/3Ta2/3)03. Mg(Coi/3W2y3)03. CaTi03. CaZr03. CaSn03. 
40 Ca{Mgi/3Nb2y3)03. Ca(Mgi/3Ta2/3)03, Ca(Mgi/3W2/3)03. Ca(Zni/3Nb2/3)03. Ca(Zniy3Ta2y3)03. Ca(Zni/3W2/3)03, 

Ca(Feiy3Nb2A3)03, Ca(Feiy3Ta2/3)03. Ca(Fei/3W2/3)03. Ca(Nii/3Nb2/3)03. Ca(Niiy3Ta2/3)03. Ca(Nii/3W2y3)03. 

Ca(Coi/3Nb2y3)03. Ca(Coi/3Ta2A3)03, Ca(Coi/3W2/3)03. SrTiOs. SrZr03. SrSnOs. 

Sr(Mg-,/3Nb2y3)03. Sr(Mgi/3Ta2A5)03, Sr(Mgi/3W2/3)03. Sr(Zni/3Nb2A3)03. Sr(Zni/3Ta2/3)03, Sr(Zni/3W2/3)03» 

Sr(Fei/3Nb2/3)03. Sr(Fei/3Ta2/3)03. Sr(Fei/3W2/3)03. Sr(Nii/3Nb2/3)03. Sr(Nii/3Ta2/3)03. Sr(Ni^/3W2/3)03, 
45 Sr(Coi/3Nb2A3)03, Sr(Coiy3Ta2/3)03. Sr(Coi/3W2A3)03, BaTI03, BaZr03. BaSn03. 

Ba(Mgiy3Nb2y3)03. Ba{Mgi/3Ta2/3)03, Ba{Mgi/3W2/3)03. Ba(Zniy3Nb2/3)03. Ba(Zni/3Ta2/3)03. Ba(Zni/3W2y3)03. 

Ba(Fei/3Nb2/3)03, Ba(Fei/3Ta2/3)03. Ba(Fev3W2/3)03. Ba(Nli/3Nb2A3)03. Ba(Ni^/3Ta2/3)03. Ba(Nii/3W2A3)03. 

Ba(Coi/3Nb2/3)03, Ba(Coi/3Ta2/3)03, Ba(Coi/3W2/3)03. LaAIOs. LaMnOs. LaFeOs. LaCoOs, LaNiOs. YAIO3, YMn03. 

YFe03, YC0O3. YNiOs. and 
so their solid solutions. 

In the method of the present invention, a mixture of a simple oxide of metal X and a simple oxide of metal M; 
amorphous double metal oxide particles comprising X and M or their mixture; or metal oxide precursors which are 
converted to the simple metal oxides or the double metal oxide is or are calcined in the presence of iodine or hydrogen 
iodide. 

55 In the production method, the mixture of the simple oxide of metal X and the sinnple oxide of metal M; the amorphous 
double metal oxide particles comprising X and M or their mixture: or the metal oxide precursors which are converted to 
the simple metal oxides or the double metal oxide are preferably used in amounts such that the elements satisfy the 
composition of the general formula XMO3 in view of the production efficiency. 
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The precursor of the metal oxide is intended to mean a compound which generates a metal oxide comprising one 
or more metal elements and oxygen atoms by a decomposition or oxidation in the calcination step. Specific examples 
of th e precursor of the metal oxide are metal hydroxide, metal carbona tes, metal oxalates, metal nitrates, metal sulfates, 

metal a cetat es, metal citrates, and the like. _ ' — ' 

5 Examples of the simple metal oxide of the metal X and the precursor of the metal oxide of the metal X are as follows: 

lead compounds such as lead oxide, lead hydroxide, lead carbonate, lead oxalate, lead nitrate, lead sulfate, lead 
acetate, etc.; 

lithium compounds such as lithium oxide, lithium hydroxide, lithium carbonate, lithium oxalate, lithium nitrate, 
lithium sulfate, lithium acetate, etc.; 
10 sodium compounds such as sodium oxide, sodium hydroxide, sodium carbonate, sodium oxalate, sodium nitrate, 

sodium sulfate, sodium acetate, etc.; 

potassium compounds such as potassium oxide, potassium hydroxide, potassium carbonate, potassium oxalate, 
potassium nitrate, potassium sulfate, potassium acetate, etc.; 

magnesium compounds such as magnesium oxide, magnesium hydroxide, magnesium carbonate, magnesium 
75 oxalate, magnesium nitrate, magnesium sulfate, magnesium acetate, etc.; 

calcium compounds such as calcium oxide, calcium hydroxide, calcium carbonate, calcium oxalate, calcium 
nitrate, calcium sulfate, calcium acetate, etc.; 

strontium compounds such as strontium oxide, strontium hydroxide, strontium carbonate, strontium oxalate, stron- 
tium nitrate, strontium sulfate, strontium acetate, etc.; 
20 barium compounds such as barium oxide, barium hydroxide, barium carbonate, barium oxalate, barium nitrate, 

barium sulfate, barium acetate, etc. ; 

lanthanum compounds such as lanthanum oxide, lanthanum hydroxide, lanthanum carbonate, lanthanum oxalate, 
lanthanum nitrate, lanthanum sulfate, lanthanum acetate, etc.; 

yttrium compounds such as yttrium oxide, yttrium hydroxide, yttrium carbonate, yttrium oxalate, yttrium nitrate, 
25 yttrium sulfate, yttrium acetate, etc. ; 
and the like. 

Examples of the simple metal oxide of metal M and the precursor of the metal oxide of metal M are as follows: 
aluminum compounds such as aluminum oxide, aluminum hydroxide, aluminum oxalate, aluminum nitrate, alu- 
minum sulfate, aluminum acetate, etc.; 
30 manganese compounds such as manganese oxide, manganese hydroxide, manganese carbonate, manganese 

oxalate, manganese nitrate, manganese sulfate, manganese acetate, etc.; 

titanium compounds such as titanium oxide, titanyl hydroxide, titanyl oxalate, titanyl nitrate, titanyl sulfate, titanyl 
acetate, etc.; 

tin compounds such as tin oxide, metastannic acid, tin oxalate, tin nitrate, tin sulfate, tin acetate, etc.; 
35 zirconium compounds such as zirconium oxide, zirconium hydroxide, zirconium oxalate, zirconium nitrate, zirco- 

nium sulfate, zirconium acetate, etc.; 

iron compounds such as Iron oxide, iron hydroxide, Iron carbonate, iron oxalate, iron nitrate, iron sulfate, iron 
acetate, etc.; 

cobalt compounds such as cobalt oxide, cobalt hydroxide, cobalt carbonate, cobalt oxalate, cobalt nitrate, cobalt 
40 sulfate, cobalt acetate, etc.; 

nickel compounds such as nickel oxide, nickel hydroxide, nickel carbonate, nickel oxalate, nickel nitrate, nickel 
sulfate, nickel acetate, etc.; 

magnesium compounds such as magnesium oxide, magnesium hydroxide, magnesium carbonate, magnesium 
oxalate, magnesium nitrate, magnesium sulfate, magnesium acetate, etc.; 
45 zinc compounds such as zinc oxide, zinc hydroxide, zinc carbonate, zinc oxalate, zinc nitrate, zinc sulfate, zinc 

acetate, etc.; 

niobium compounds such as niobium oxide, niobium hydroxide, niobium oxalate, niobium nitrate, niobium sulfate, 
niobium acetate, etc.; 

tantalum compounds such as tantalum oxide, tantalum hydroxide, tantalum oxalate, tantalum nitrate, tantalum 
50 sulfate, tantalum acetate, etc.; 

tungsten compounds such as tungsten oxide, tungsten hydroxide, tungsten oxalate, tungsten nitrate, tungsten 
sulfate, tungsten acetate, etc. ; 
and the like. 

Examples of the precursor of the double metal oxide comprising metal elements X and M are double oxalate salts. 
55 double citrate salts, and so on. 

Specific examples of such precursor are as follows: 
titanyl oxalate compounds such as barium titanyl oxalate, lead titanyl oxalate, strontium titanyl oxalate, calcium 
titanyl oxalate, magnesium titanyl oxalate, etc.; 

zrrconyl oxalate compounds such as barium zirconyl oxalate, lead zirconyl oxalate, strontium zirconyl oxalate. 
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calcium zirconyl oxalate, magnesium zirconyl oxalate, etc.; 

titanyl citrate compounds such as barium titanyl citrate, lead titanyl citrate, strontium titanyl citrate, calcium titanyl 
citrate, magnesium titanyl citrate, etc.; 

zirconyl citrate compounds such as barium zirconyl citrate, lead zirconyl citrate, strontium zirconyl citrate, calcium 
5 zirconyl citrate, magnesium zirconyl citrate, etc.; 
and the like. 

As the raw materials, a mixture of amorphous and/or crystalline oxides containing the oxide comprising the metal 
X and the oxide comprising the metal M, or an amorphous double oxide of the general formula: XMO3 may be used. 

To control the particle size and the particle size distribution of the intended metal oxide powder, the raw material 
10 powder may contain a seed crystal. 

The above described various raw material powders to be used in the present invention are so-called powders, and 
preferably have a bulk density of 40 % or less of the theoretical density. When a powder having a bulk density larger 
than 40 % of the theoretical density is calcined, a sintering reaction takes place in the calcination step, and then the 
grinding of the calcined product may be necessary. 
15 One of the most important characteristics of the present invention is that iodine gas and/or hydrogen iodide gas 
are/is selected as an atmosphere gas in which the raw material powder is calcined. 

When the iodine gas or the hydrogen iodide gas is used, a difference of a free energy between the raw material 
powder and the intended double metal oxide is a large negative value, whereby the desired product is stably produced. 

If chlorine o r hvdroaen chloride is used, a difference of a free energy between the raw material powder and the 
20 intended double metal oxide may be a positive value for some raw material powders, and it is very difficult to produce 
the desired product. These cases will be explained below: 

(1 ) When an atmospheric gas (Z2 or HZ wherei n 2 is a halogen atom) is chlorine o r hydrogen chloride, since hydrogen 
chloride is very stable In the equilibrium, and an oxide of M is more stable than a chloride of M. the reaction proceeds 
25 as follow: 

X2^ + MOn;2 + (m+n)/2 ■ H2O XMO3 + (m+n) - HZ (1) 

wherein m and n are valencies of the metals Z and M, respectively. 
30 (2) When an atmospheric gas (Z2 or HZ wherein Z is a halogen atom) is iodine o r hydrogen iodide^ since iodine is 
stable at a temperature of 500*'C or higher, and an oxide of M is stable in such temperature range, the reaction 
proceeds as follow: 

XZm + MOn/2 + (m+n)/4 • O2 XMO3 + (m+n)/2 ' Z2 (2) 

35 

When the atmosphere gas is chlorine or hydrogen chloride, the free energy change in equation (1), which 
indicates a difference of stability between the metal oxide and the metal chloride, is calculated for various oxides at 
^OO'^C as follows: 

40 



PbTiOs: 


+40.4 KJ/mole 


MgTiOs: 


-63 KJ/mole 


SrTiOs: 


+10.6 KJ/mole 


BaTiOa: 


+58.4 KJ/mole 


BaZrOa: 


+84.5 KJ/mole 


UNbOs: 


-27 KJ/mole 


LiTaOs: 


-12.5 KJ/mole 


LaCrOa: 


+64.9 KJ/mole. 



55 



When the atmosphere gas is iodine or hydrogen iodide, the free energy change in equation (2), which indicates a 
difference of stability between the metal oxide and the metal iodide, is calculated for various oxides at 900**C as follows: 
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PbTiOa: 


-47 KJ/mole 


MgTlOa: 


-244 KJ/mole 


SrTiOa: 


-148 KJ/mole 


BaTiCb: 


-102 KJ/mole 


BaZrOa: 


-76 KJ/mole 


LiNbOa: 


-109 KJ/mole 


LiTaOa: 


-94 KJ/mole 


LaCrOa: 


-300 KJ/mole. 



Since the larger negative value of the free energy difference is more favorable to the synthesis of the product, it is 
apparent that the oxide is far dominantty produced when the atmosphere gas is iodine and/or hydrogen iodide. 
20 In the present invention, the iodine gas or the hydrogen iodide gas is used in an amount of at least 1 vol. %, more 

preferably at least 5 vol. %, in particular, from 5 vol. % to 50 vol. % of the whole volume of the atmosphere gas. 

As a diluent gas for the iodine gas and/or the hydrogen iodide gas in the atmosphere gas, inert gas such as nitrogen 
or argon, oxygen, steam, hydrogen, or air may be used. 

A pressure of the atmosphere gas containing iodine or hydrogen iodide is not limited, and selected from a pressure 
25 range which is used in the industry. 

A source of the atmosphere gas and a method for supplying the same are not limited. Any source and any method 
can be used, as long as the atmosphere gas can be intruded in a reaction system containing the raw material powder. 

As a source of the atmosphere gas. a cylinder gas is used in general. Alternatively, the atmosphere gas containing 
iodine or hydrogen iodide is prepared from an iodine compound such as ammonium iodide, or an iodine-containing 
30 polymer. Further, a mixture of the raw material powder and the iodine compound or the iodine-containing polymer is 
calcined in a furnace to form the atmosphere gas. 

When a decomposition gas of. for example, ammonium iodide is used, deposition of a solid material in the calcination 
furnace may cause a trouble in operation. Therefore, it is preferred to supply the iodine or hydrogen iodide gas directly 
in the furnace from the cylinder, and so on. 
35 The atmosphere gas may be supplied batchwise or continuously. 

According to the method of the present invention, since the raw material powder is calcined in the above atmosphere 
gas, through the functions of the raw material powder and the atmosphere gas, the metal oxide grows to form the desired 
double metal oxide consisting of particles which have polyhedral shapes and a narrow particle size distribution, and 
containing less agglomerates. Then, when the raw material powder is filled in a container and simply calcined in the 
40 atmosphere gas. the desired double metal oxide is obtained. 

A calcination temperature depends on the kind of the intended double metal oxide, the concentration of iodine or 
hydrogen iodide in the atmosphere gas. or a calcination time, and is not limited. Preferably, the calcination temperature 
is fro m 500*^C to 1500° C. more preferably fro m 600*^0 to 1400^*0, in particular fro m 800°C to 1200°C. 

When the calcination temperature is lower than 500**C. it is difficult to produce the desired double metal oxide which 
45 is the compound comprising two or more metal elements and oxygen atoms, or the solid solution thereof, or the calci- 
nation may require the longer time. When the calcination temperature exceeds 1 SOO^C, the produced double metal oxide 
tends to contain more agglomerates. 

The calcination time depends on the kind of the intended double metal oxide, the concentration of iodine or hydrogen 
iodide in the atmosphere gas, or the calcination temperature, and is not limited. The calcination time is preferably at 
50 least one minute, more preferably at least 1 0 minutes, and selected from a time range in which the desired double metal 
oxide is produced. As the calcination temperature rises, the calcination time is shortened. 

A type of a calcination apparatus is not limited, and any type of a calcination furnace can be used. Preferably, the 
calcination furnace is made of a material which is not corroded by the hydrogen iodide or iodine gas. More preferably, 
the furnace has a mechanism for adjusting a composition of the atmosphere gas. 
55 Since an acidic gas such as the iodine or hydrogen iodide gas is used, the calcination furnace has air tightness. In 
the industrial production, the calcination is preferably carried out continuously. For example, a tunnel furnace, a rotary 
kiln or a pusher furnace can be used. 
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Since the reaction proceeds In the acidic atmosphere, as the container in which the raw material is filled for calci- 
nation, a crucible or a boat made of, for example, alumina, quartz, acid-resistant brick, graphite or a noble metal (e.g. 
platinum) is preferably used. 

By the above explained method, the metal oxide powder, which is the compound of the two or more metal elements 
5 and oxygen atoms and consists of the uniform particles having the narrow particle size distribution with including no or 
few agglomerates, can be obtained. By selecting the number of the seed crystals, the particle size can be controlled- In 
addition, according to the kind of the raw material powder, single crystal particles consisting of polyhedrons having 
uniform size and shape can be obtained. 

While the particles may be weakly agglomerated depending on the kind of the raw material or the production con- 
10 ditions, they can be easily comminuted by for exannple, a jet mill, to obtain the intended double metal oxide powder 
containing no or few agglomerates. 

Depending on the kind of the raw material or the production conditions, the product may contain a side product other 
than the intended double metal oxide which is the compound of the two or more metal elements and oxygen atom, or 
the unreacted raw material metal oxide(s). In such case, since an amount of the side product or the unreacted raw 
15 material is very small, the intended double metal oxide powder can be obtained by a simple separation method such as 
washing. 

A number average particle size of the double metal oxide powder produced by the method of the present invention 
is not limited. It is preferably from 0.1 to 300 ^im, and a D90/D10 ratio, which will be defined later, is preferably 1 0 or less, 
more preferably 5 or less. 

20 According to the present invention, it is possible to easily produce the double metal oxide powder having the above 

described excellent properties. The present invention is effective in the production of, in particular, LiNbOs, LiTaOs, 

BaTiOa, PbTiOa, PbZrOa, SrTiOa and their solid solutions. 

Since the double metal oxide powder produced by the method of the present invention contains fewer agglomerates, 

and has the narrow particle size distribution and the polyhedral shape, it can be preferably used as a raw material powder 
25 of a metal oxide base ceramic which is used as a functional material or a constructional material, as a metal oxide 

powder to be used in the dispersed state such as a filler or a pigment, a raw material powder for the production of a 

single crystal, or a raw material powder for flame spraying. 

The obtained double metal oxide powder is compounded in a rubber, a resin, and so on to form a piezoelectric 

composite, which can be used as a piezoelectric part such as an actuator, a pressure sensor, an ultrasonic wave detector, 
30 and the like. In addition, by making use of its good dispersibility, it can be used as a raw material of a ceramic sintered 

body such as a capacitor, a piezoelectric device, and the like. Further, it can be used as a raw material of a fluorescent 

by doping a rare earth metal ion. 

The present invention will be illustrate by the following Examples, which do not limit the scope of the present invention 

in any way. 

35 In the Examples, the measurements of the properties are carried out as follows: 

1 . Number average particle size of metal oxide powder 

A scanning electron microscopic photograph of a metal oxide powder was taken using an electron microscope 
{T-300 manufactured by Nippon Electron Co., Ltd.). From the photograph, 80 to 100 particles were selected and 
40 image analyzed to calculate equivalent circle diameters of the particles and their average. The equivalent circle 
diameter is a diameter of a circle having the same area as that of each particle in the photograph. 

2. Particle size distribution of metal oxide powder 

The particle size distribution was measured using a master sizer (manufactured by Malvern Instrument, Inc.) 
or a laser diffraction type particle size distribution analyzer (SALD-1 1 00 manufactured by Shimadzu Corporation). 
45 The metal oxide powder was dispersed in a 0.5 % aqueous solution of sodium hexametaphosphate, and particle 

sizes at 10 %. 50 % and 90 % accumulation, respectively from the smallest particle size side in a cumulative particle 
size curve of the particles were measured as the D10, D50 and D90. The D50 was used as the particle size of the 
agglomerate. The D90/D10 ratio was calculated as the criterion of the particle size distribution. 

3. Crystal phase of metal oxide powder 

50 The crystal phase of the metal oxide powder was measured by the X-ray diffraction method (RAD-C manufac- 

tured by Rigaku Co.. Ltd.) 

4. BET specific surface area of metal oxide powder 

A BET specific surface area of a metal oxide powder was measured by FLOWSORB-II (manufactured by 
Micromelitics). 

55 

Iodine/hydrogen iodide gas was prepared using a sublimated gas of ammonium iodide which was obtained by heat- 
ing ammonium iodide (Reagent Grade, manufactured by Wako Junyaku Co., Ltd) at a temperature higher than its sub- 
limation point. 
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In a furnace muffle having an inner volume of 300 ml. when 0.3 g of ammonium iodide was used, it was completely 
vaporized and decomposed at 800**C to provide a gas consisting of 75 vol. % of nitrogen gas. 1 5 vol. % of oxygen gas. 
8 vol. % of steam and 2 vol. % of iodine (I, I2) which was generated by the decomposition of hydrogen iodide. 

When 3 g of ammonium iodide was used, it provided a gas consisting of 47 vol. % of nitrogen gas, 20 vol. % of 
5 hydrogen iodide gas, 19 vol. % of steam, 13 vol. % of hydrogen and 1 vol. % of iodine (I, I2) which was generated by 
the decomposition of hydrogen iodide. 

The raw material powder was filled in a container made of alumina or platinum. A depth of the filled powder was 5 mm. 

The calcination was carried out in a cylindrical furnace having a quartz muffle or an alumina muffle (manufactured 
by Motoyama Co. , Ltd.) . With flowing the air or the nitrogen gas, temperature was raised at a heating rate of from 300**C/hr. 
10 to 500°C/hr., and when the temperature reached an atmosphere gas introduction temperature, the atmosphere gas was 
introduced. 

A concentration of the atmosphere gas was adjusted by controlling gas flow rates by flow meters. The total pressure 
of the atmosphere was 1 atmosphere in all Examples. 

After the temperature reached the predetermined temperature, the powder was maintained at that temperature for 
15 a predetermined period of time. They will be referred to as "maintaining temperature" (calcination temperature) and 
"maintaining time" (calcination time). After the predetermined maintaining time, the powder was spontaneously cooled 
to obtain the intended metal oxide powder. 

Example 1 

20 

Using a ball mill, barium carbonate (manufactured by WAKO JUNYAKU) (0.5 mole) and metatitanic acid (manufac- 
tured by TITANIUM INDUSTRIES) (0.5 mole) were mixed in ethanol, and the mixture was dried by a rotary evaporator 
to obtain a powder. One gram of this powder was filled in the platinum container. 

Then, the container and a boat containing ammonium iodide (3 g) were set in the quartz muffle of the furnace and 
25 heated from room temperature at a heating rate of 600**C/hr, and then the powder was calcined at 1 1 00*C for 60 minutes, 
while flowing the air at a flow rate of 20 ml/min., followed by spontaneous cooling to obtain barium titanate powder. 

Fig. 1 shows the X-ray diffraction pattern of the obtained barium titanate powder. According to this analysis, the 
powder obtained in this Example was found to have a perovskite crystal form represented by BaTiOs, and no other peak 
was found. 

30 As the result of the observation by the scanning electron microscope, the powder had the number average particle 
size of 0.8 fjim, and D50 of 1 .2 \im and consisted of the particles having high crystrallinity and few agglomerates. The 
D90/D10 ratio was less than 5. 

As seen from the electron microscopic photograph of Fig. 2, the particle had the very high crystallinity and the 
polyhedral shape. 

35 

Example 2 

Using a ball mill, lead oxide powder (manufactured by WAKO JUNYAKU) (0.5 mole) and metatitanic acid (manufac- 
tured by TITANIUM INDUSTRIES) (0.5 mole) were mixed in ethanol, and the mixture was dried by a rotary evaporator 
40 to obtain a powder. One gram of this powder was filled in the platinum container. 

Then, the container and a boat containing ammonium iodide (0.5 g) were set in the quartz muffle of the furnace and 
heated from room temperature at a heating rate of 600**C/hr. and then the powder was calcined at 900**C for 60 minutes, 
while flowing the air at a flow rate of 20 ml/min., followed by spontaneous cooling to obtain lead titanate powder. 

According to the X-ray diffraction analysis, the lead titanate powder was found to have a perovskite crystal form 
45 represented by PbTiOa, and no other peak was found. 

As the result of the observation by the scanning electron microscope, the powder had the number average particle 
size of 0.5 imm, and D50 of 0.9 ^m and consisted of the particles having high crystrallinity and few agglomerates. The 
partide had the very high crystallinity and the polyhedral shape. 

so Example 3 

Using a ball mill, lead oxide powder (manufactured by WAKO JUNYAKU) (0.5 mole), metatitanic acid (manufactured 
by TITANIUM INDUSTRIES) (0.25 mole) and zirconia powder (manufactured by DAIIGHI RARE EARTH ELEMENT 
CHEMICALS) (0.25 mole) were mixed in ethanol, and the mixture was dried by a rotary evaporator to obtain a powder. 
55 One gram of this powder was filled in the platinum container. 

Then, the container and a boat containing ammonium iodide (1 g) were set in the quartz muffle of the furnace and 
heated from room temperature at a heating rate of 600**C/hr. and then the powder was calcined at 1 000**C for 60 minutes, 
while flowing the air at a flow rate of 20 ml/min., followed by spontaneous cooling to obtain a powder of Pb(2r,Ti)03 
(hereinafter sometimes referred to as "PZT**). 
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According to the X-ray diffraction analysis, the PZT powder was found to have a perovskite crystal form represented 
by Pb(Zr,Ti)03. and no other peak was found. 

As the result of the observation by the scanning electron microscope, the powder had the number average particle 
size of 0.3 um. and D50 of 0.6 fim and consisted of the particles having high crystrallinity and few agglomerates. The 
5 particle had the very high crystallinity and the polyhedral shape. The X-ray diffraction pattern of the PZT powder is shown 
in Fig. 3. 

Example 4 

10 Using a ball mill, lithium nitrate (manufactured by WAKO JUNYAKU) (0.5 mole) and tantalum oxide (manufactured 
by WAKO JUNYAKU) (0.5 mole) were mixed in isopropanol, and the mixture was dried by a rotary evaporator to obtain 
a powder. One gram of this powder was filled in the platinum container. 

Then, the container and a boat containing ammonium iodide (1 g) were set in the quartz muffle of the furnace and 
heated from room temperature at a heating rate of 600**C/hr. and then the powder was calcined at 1 0OC'C for 60 minutes, 
15 while flowing the air at a flow rate of 20 ml/min. and hydrogen iodide from a cylinder at a flow rate of 1 0 ml/min.. followed 
by spontaneous cooling to obtain LiTaOs powder. 

According to the X-ray diffraction analysis, the obtained powder was found to have a perovskite crystal form repre- 
sented by LiTaOa, and no other peak was found. 

As the result of the observation by the scanning electron microscope, the powder had the number average particle 
20 size of 0.3 ^m, and D50 of 0,7 ^m and consisted of the particles having few agglomerates. The particle had the very 
high crystallinity and the polyhedral shape. 

Comparative Example 1 

25 The same mixed powder of barium carbonate and metatitanic acid as used in Example 1 (1 g) was filled in the 
platinum container. 

Then, the container was set in the quartz muffle of the furnace and heated from room temperature at a heating rate 
of 600°C/hr. and then the powder was calcined at 1 1 0O'C for 60 minutes, while flowing the air at a flow rate of 20 ml/min. . 
followed by spontaneous cooling to obtain a barium titanate powder. 
30 According to the X-ray diffraction analysis, the obtained powder was found to have a perovskite crystal form repre- 
sented by BaTiOa. 

As the result of the observation by the scanning electron microscope, the powder had the number average particle 
size of 0.3 ^im, and D50 of 2.5 \im and consisted of the agglomerated particles. Fig. 4 shows the electron microscopic 
photograph of this powder. While the powder was crystallized according to the X-ray diffraction analysis, no single crystal 
35 particle was found in the observation by the scanning electron microscope. 

Comparative Example 2 

The same mixture of lead oxide and metatitanic acid as used in Example 2 (1 g) was filled in the platinum container. 
40 Then, the container was set in the quartz muffle of the furnace and heated from room temperature at a heating rate 
of 600*C/hr. and then the powder was calcined at 900**G for 60 minutes, while flowing the air at a flow rate of 20 ml/min. 
in the absence of ammonium iodide, followed by spontaneous cooling to obtain lead titanate powder. 

According to the X-ray diffraction analysis, the obtained lead titanate powder was found to be a mixture of a perovskite 
crystal phase represented by PbTiOs and a pyrochlore crystal phase represented by Pb2Ti206. 
45 As the result of the observation by the scanning electron microscope, the powder had the number average particle 
size of 0-5 ^im, and D50 of 1 .8 \im and consisted of the agglomerated particles. The X-ray diffraction pattern had low 
peaks, and the crystallinity was tower than that of the powder obtained in Example 2. 

Comparative Example 3 

50 

The same mixture of lead oxide and metatitanic acid as used in Example 2 (1 g) was filled in the platinum container. 

Then, the container was set in the quartz muffle of the furnace and heated from room temperature at a heating rate 
of eOO'^C/hr. and then the powder was calcined at 900**C for 60 minutes, while flowing the air at a flow rate of 20 ml/min. 
and hydrogen chloride gas from a cylinder at a f fow rate of 20 ml/min., followed by spontaneous cooling to obtain lead 
55 titanate powder. 

According to the X-ray diffraction analysis, the obtained lead titanate powder was found to be a mixture of a rutile 
crystal phase represented by Ti02 and an anatase crystal phase of titanium oxide. No peak assigned to the perovskite 
crystal form represented by PbTiOs was found. 
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When the powder was washed with water and filtrated. Pb and CI ions were found in a f ittrate. It was assumed that 
Pb formed PbCl2, a part of which was dissipated, and other part of which remained in the powder. 

ExQmplQ § 

5 

Using a ball mill, barium carbonate (manufactured by WAKO JUNYAKU) (0.5 mole) and metatitanic acid (manufac- 
tured by TITANIUM INDUSTRIES) (0.5 mole) were mixed in ethanol, and the mixture was dried by a rotary evaporator 
to obtain a powder. One gram of this powder was filled in the platinum container. 

Then, the container and a boat containing ammonium iodide (0.3 g) were set in the quartz muffle of the furnace and 
10 heated from room temperature at a heating rate of 600**C/hr. and then the powder was calcined at 1 000**C for 60 minutes, 
while flowing the air at a flow rate of 20 ml/min.. followed by spontaneous cooling to obtain barium titanate powder. 

According to the X-ray diffraction analysis, the powder obtained in this Example was found to have a perovskite 
crystal form represented by BaTiOa. and no other peak was found. 

As the result of the observation by the scanning electron microscope, the powder had the number average particle 
15 size of 0.2 Jim, and D50 of 0.6 fim and consisted of the particles having high crystrallinity and few agglomerates. The 
Dqo/D-io ratio was less than 10. 

As seen from the electron microscopic photograph of Fig. 5. the particle had the very high crystallinity and the 
polyhedral shape. 

20 Claims 

1 . A method for producing a double metal oxide of the general formula: 

XMO3 

25 

wherein X is at least one metal element selected from 

U. Na, K. Pb, Ba. Mg. Ca. Sr. La. Y and Bi, and M is at least one metal element selected from Al. 
Mn. Ti. Zr. Sn, Mg. Zn. Fe. Co. Ni. Mb. Ta and W 

comprising calcining a mixture of a simple oxide of metal X and a simple oxide of metal M; amorphous double metal 
30 oxide particles comprising X and M or their mixture: or metal oxide precursors which are converted to said simple 
metal oxides or said double metal oxide, in the presence of iodine or hydrogen iodide. 

2. The method according to claim 1 . wherein a concentration of said iodine or hydrogen iodide is at least 1 vol. % of 
an atmospheric gas in which the calcination is carried out. 

35 

3. The method according to claim 2. wherein a concentration of said iodine or hydrogen iodide is at least 5 vol. % of 
the an atmospheric gas. 

4. The method according to claim 1 . wherein a calcination temperature is from 500 to 1500°C. 

40 

5. The method according to claim 4, wherein said calcination temperature is from 600 to 1400**C. 

6. The method according to claim 4. wherein said calcination temperature is from 800 to 1200**C. 

45 7. The method according to any of claims 1 to 6. wherein said double oxide is a compound selected from LiNb03. 
UTaOa. BaTlOa, PbTiOa. PbZrOa, SrTiOaand their solid solutions. 



so 
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